1 H NMR of reaction mixture). All volatiles were removed in vacuo and the solid dissolved in n-hexane and cooling to -30°C afforded brown crystals.
triclinic, P-1 R(int) = 9.14 % R1 = 7.62 % wR 2 = 14.60 % L(Cl)Si: Rh(Cl)cod 10a + 2 eq. Li [HBEt 3 ] (in CO atmosphere) (13c)
A solution of Li [HBEt 3 ] in THF (0.33 mL, 1.0 M, 0.33mmol, 2 eq.) was added to a solution of 120 mg L(Cl)Si: Rh(Cl)cod 10a (0.16 mmol) in 15 mL toluene at −70°C. The reaction mixture was stirred at −70°C while the reaction mixture was degassed. Subsequent the reaction vessel was charged with CO to normal pressure and was stirred at room temperature for 3 h. All volatiles were removed in vacuo and the solid washed with n-hexane and subsequent dissolved in toluene. Cooling to -30°C for several weeks afforded a few dark red crystals from the product mixture. 
B. Catalytic Details
General procedure for the reduction of amides:
A stock solution of phenylsilane in toluene (1.8 mL, 0.36 mmol, 0.2 mol/L, 2.5 eq.) was added to a stirring solution containing a stock solution of the pre-catalyst 10a or 10b (4.0 mmol/L, 0.0036 mmol, 2.5 mol%) and a stock solution of the substrate 11 (0.9 mL, 0.16 mol/L, 0.14 mmol, 1 eq.) in toluene (1 mL). The solution was stirred at room temperature for 24 h, while the reaction progress was followed by GC-MS. After 1 h, 2 h, 4 h, 6 h and 24 h a small amount of the reaction mixture was passed through a short column with alumina to remove the catalyst from the sample, followed by elution with ethylacetate. The reaction was treated with aqueous HCl and the organic layer was dried by MgSO 4 . Subsequently, the C-O and C-N cleavage products as well as the residual starting material were quantified by GC-MS. Scheme S1. Reduction of the organic amide 11with complexes 10a and 10b as precatalysts.
Catalytic activity of 10a: Catalytic activity of 10b: Table S2 . Catalytic activity of 2.5 mol% pre-catalyst 10b and Ir(cod)Cl; Theta range for data collection 3.34 to 25.00°. 
